In a typical preparation, Ru(bpy) 2 Cl 2 ·2H 2 O (Aldrich, 2.0 mmol) was suspended in 60 ml of degassed ethanol-water and refluxed under nitrogen for 3 h. 2,2'-Bipyrimidine (bpm: Aldrich, 4.0 mmol) was added and further refluxed for 3 h. Afterwards, the complex was precipitated by the addition of a saturated aqueous solution of KPF 6 and collected by vacuum filtration. This material was dissolved in 30 ml of acetone, filtered, and reprecipitated by the addition of 200 ml of anhydrous ether. Photoluminescence measurements were carried out on a flurolog-3 spectrofluorometer (Horiba). UVvis diffuse reflectance spectra of samples were collected using a Shimadzu UV-2450 spectrophotometer. Pd K-edge XAFS spectra were recorded using a fluorescence-yield collection Electronic Supplementary Material (ESI) for ChemComm. This journal is
mmol), catalyst (5 × 10 −4 mmol), PPh 3 (1 ×10 −3 mmol) and K 2 CO 3 (5 × 10 −4 mmol), EtOH (10 mL).
The reaction mixture was pursed with N 2 for 10 min under dark conditions, and then irradiated using a Xe lamp (500 W; SAN-EI ERECTRIC CO., ltd. XEF-501S) through a glass filter (λ ≥ 420 nm).
Analytical GC was performed using a Shimadzu GC-14B with a flame ionization detector equipped with TC-1 columns. 
